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Quantum chemical calculations (general remarks)
The geometries of the molecules under discussion were computed within the framework of Density Functional Theory (DFT) at the RI-BP86 level S1,S2 using a def-SV(P) basis set S3,S4 for each atom. Vibrational frequency calculations were performed on the optimized structures at this level of theory by diagonalization of the analytically computed Hessian S5 . For 1 small imaginary frequencies (14i as well as 10i cm -1 ) were found. The associated modes did not, however, involve movements of the C-B-B-C frame, and so the optimized structure and other computed vibrational details were used in the ensuing discussion. All these calculations entailed the use of the TURBOMOLE package S6 . Transformation of the cartesian force constant matrices into a system of symmetry coordinates and the extraction of the potential energy distributions were performed with the TURBOMOLE module AOFORCE S5 as well as the program FCT S7 . In the description of the symmetry coordinates normalization coefficients were omitted to enhance readability. 
Thermodynamic discussion
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r(N-H) + r(N-H) -r(N-H) -r(N-H) S 15 = r(C H -H) + r(C H -H) -r(C H -H) -r(C H -H) S 16 = <(C-N-H) + <(C-N-H) -<(C-N-H) -<(C-N-H) S 17 = <(N-C H -H) + <(N-C H -H) -<(N-C H -H) -<(N-C H -H) S 18 = r(C H -C H ) -r(C H -C H ) S 19 = <(C-N-C H ) + <(C-N-C H ) -<(C-N-C H ) -<(C-N-C H )
"C" denotes the carbene C-atom, "C H " denotes an olefin C-atom. 
